Abstract: Rice husk biochar was utilized to reinforce high-density polyethylene (HDPE) and to prepare biochar/plastic composites (BPC) by the extrusion method. Morphologies, non-isothermal crystallization behavior, and mechanical properties of the composites were investigated. The SEM (scanning electron microscope) showed that HDPE was embedded into the holes of the rice husk biochar. The DSC (differential scanning calorimeter) showed that biochar could reduce the crystallization rate and the higher the content of rice husk biochar, the slower the crystallization rate. Significantly, the bending and tensile strength of BPC could reach 53.7 and 20 MPa, far beyond WPC (wood plastic composites). With the increase of filler content, BPC were still stronger than WPC, although the impact strength of BPC and WPC all showed a general decline in the trend. The strong interaction was achieved by the utilization of rice husk biochar to reinforce HDPE.
Introduction
Synthetic polymers have been widely used in WPC due to their chemically inactive, good abrasion resistance, and good deformability as matrix; wood fibers are increasingly used for reinforcement in thermoplastics due to their low density, good mechanical properties, unlimited availability, and low price [1] , which is why WPC has made great progress over the past two decades. As a new type of biomaterials, WPC are normally produced by mixing wood fiber with plastic or by adding wood fiber in a polymer matrix and pressing or molding under high pressure and temperature [2] . Although WPC have received considerable attention relying on properties such as low friction coefficient, low abrasion, good plasticity, good burning resistance, and environmental performance, the mechanical properties are not good [3] . Many scientists have conducted a great deal of research about it and some progress has been made. The surface of the fiber contains a large number of polar hydroxyl groups, and the compatibility with non-polar or weak polar polymer materials is very poor. Therefore, it is necessary to modify the fiber to reduce polar hydroxyl groups. Heat treatment has a great influence on the strength of the fiber. Nguila et al. found that heat treatment could reduce the reactivity of wood flour, which was mainly because the degradation of the semi-fiber resulted in the decrease of the high activity hydroxyl groups during the heat treatment [4] . Acid and alkali can dissolve some pectin, lignin, and hemicellulose in the fiber, but not change the chemical structure of the main cellulose. The treatment of fiber with acid or alkali can increase the contact area between fiber and polymer and improve the mechanical properties of the materials [5, 6] . In addition, the coupling agent could improve the compatibility of WPC. Many research findings revealed that maleic anhydride-grafted polyolefin can increase the mechanical strength of WPC and the dispersion of the fiber [7, 8] . Lately, biochar has been added as an additive to improve the mechanical properties of WPC and proved feasible [9] .
As a renewable material, biochar is produced through pyrolysis from a variety of agricultural and forestry wastes [10, 11] and biochar has received attention from academia and industry as an effective soil amendment and remediation agent for organic contaminants [12, 13] . Recently, biochar has also been used to prepare composites to improve mechanical strength due to its special structure. Many researchers have prepared composites with biochar as filler instead of fiber, the result showed that biochar is beneficial to improve the mechanical properties and flame retardation of the composites [14] [15] [16] [17] [18] . As a kind of the biochar, charcoal powder can not only be used as a filling material, but can also greatly improve the processing properties of ultrahigh molecular weight polyethylene (UHMWPE) [19] . Biochar/plastic composites (BPC) are environmentally attractive since biochar is renewable and the recycled thermoplastic plastics are available, it could be prepared by melt processing because of its high thermal stability and strong plasticity, just like WPC [20] . Additionally, some properties of WPC depend heavily on the crystallization behavior. Therefore, it is so valuable and important to study the crystallization behavior of the materials in order to control and optimize the properties. Considering the fact that BPC is under non-isothermal conditions, it has necessary and practical meaning to study the non-isothermal crystallization and its kinetics.
In this paper, the extrusion production process was used to prepare BPC with HDPE and rice husk biochar obtained by rice husk pyrolysis. The crystallization behavior of BPC at different cooling rates was studied and Mo's equation [21] was used to analyze the non-isothermal crystallization process and to study the characteristics of non-isothermal crystallization of BPC. The mechanical properties of BPC were presented and discussed to provide a theoretical basis for application.
Experiment

Materials
HDPE used was purchased from Qilu Petrochemical Co., Ltd. (Zibo, China) as the matrix material. TPW604 (Tianhe, China) was used as lubricant to reduce the friction between equipment and materials. The rice husk biochar was obtained by fast pyrolysis of rice husk powder at 500 • C using a fluidized bed reactor in a N 2 atmosphere. The rice husk biochar and rice husk powder were sieved in order to keep them at less than 100 µm and dried in an oven at 105 • C for 24 h to reduce the moisture content to less than 2% prior to processing.
Preparation of Composites
To study the effect of the content of the rice husk biochar, 5 concentrations were chosen: 30, 40, 50, 60, and 70 wt %. The raw materials were dry blended by a high-speed mixer (JHN-15, Zhengzhou, China) for 10 min to obtain a homogeneous blend. In order to improve the experimental efficiency, the mixed materials were processed with twin screw extruder (BP-8177, Dongguan Baopin International Precision Instrument Co., Ltd., Guangzhou, China), in a temperature zone setting of 135, 145, 155, 165, 175, and 185 • C, the feeding and extrusion speed were 30 r/min. Finally, the samples were extruded from the mold. The samples were left for 24 h at room temperature for testing.
Measurements and Characterization
Microscopy and Structure
The rice husk biochar and BPC were investigated with a field emission scanning electron microscope (FEI Sirion 200, Hongkong, China) operating at 20 kV. The powder and the fractured surface of impact section were sputtered with gold to avoid electrical charging during examination prior to processing.
Non-Isothermal Crystallization Behavior
The pure HDPE and the five compounds were ground into powder for use and the non-isothermal crystallization were carried out using a differential scanning calorimeter analyzer (DSC-Q100, TA Instrument, Shanghai, China). The samples were rapidly heated at a rate of from 20 • C/min to 180 • C and held isothermally for 1 min to eliminate mechanical and thermal history, and then cooled to room temperature at 5, 10, 15, 20 • C/min, respectively, to record the crystallization enthalpies.
Mechanical Properties
Bending, tensile, and impact strength were tested for the mechanical properties of different samples. The samples were cut into different sizes by the universal system prototype (ZHY-W, Chengde Testing Machine Co., Ltd., Chengde, China). The bending and the tensile strength were tested by an electronic universal testing machine (5969, Instron, Jinan, China), and their dimensions were 80 × 10 × 4 mm (GB/T 9341-2008, China) and 160 × 10 × 4 mm (GB/T 13525-92, China). The samples' dimensions were 80 × 10 × 4 mm (GB/T 1843-2008, China), for the impact strength which was carried out with a pendulum electronic impact testing machine (JB-300B, Jinan Heng Think Grand Instrument Co., Ltd., Jinan, China). All mechanical tests of each composition were repeated at least five times, and the average values were adopted. Figure 1a ,b presents the typical morphology of the rice husk biochar at different magnifications. It shows that the internal structure of rice husk was destroyed due to high temperature action, but the rice husk biochar surface formed a pore structure with different pore size and the shape of the hole was round or oval. This is similar to the microstructure of carbonized wood [22, 23] which was different from the study of Tzong-Horng Liou who thought that the outer epidermis of rice husk was well organized and had a corrugated structure [24] . The large differences in the microstructure between the rice husk and the rice husk biochar would lead to different properties when they are combined with the matrix as fillers, because a good deal of holes in the rice husk biochar might strengthen the interface with the polymer matrix [3, 25] . The pure HDPE and the five compounds were ground into powder for use and the nonisothermal crystallization were carried out using a differential scanning calorimeter analyzer (DSC-Q100, TA Instrument, Shanghai, China). The samples were rapidly heated at a rate of from 20 °C/min to 180 °C and held isothermally for 1 min to eliminate mechanical and thermal history, and then cooled to room temperature at 5, 10, 15, 20 °C/min, respectively, to record the crystallization enthalpies.
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Mechanical Properties
Bending, tensile, and impact strength were tested for the mechanical properties of different samples. The samples were cut into different sizes by the universal system prototype (ZHY-W, Chengde Testing Machine Co., Ltd., Chengde, China). The bending and the tensile strength were tested by an electronic universal testing machine (5969, Instron, Jinan, China), and their dimensions were 80 × 10 × 4 mm (GB/T 9341-2008, China) and 160 × 10 × 4 mm (GB/T 13525-92, China). The samples' dimensions were 80 × 10 × 4 mm (GB/T 1843-2008, China), for the impact strength which was carried out with a pendulum electronic impact testing machine (JB-300B, Jinan Heng Think Grand Instrument Co., Ltd., Jinan, China). All mechanical tests of each composition were repeated at least five times, and the average values were adopted. Figure 1a ,b presents the typical morphology of the rice husk biochar at different magnifications. It shows that the internal structure of rice husk was destroyed due to high temperature action, but the rice husk biochar surface formed a pore structure with different pore size and the shape of the hole was round or oval. This is similar to the microstructure of carbonized wood [22, 23] which was different from the study of Tzong-Horng Liou who thought that the outer epidermis of rice husk was well organized and had a corrugated structure [24] . The large differences in the microstructure between the rice husk and the rice husk biochar would lead to different properties when they are combined with the matrix as fillers, because a good deal of holes in the rice husk biochar might strengthen the interface with the polymer matrix [3, 25] . Obviously, the combination of the two materials was significantly different. Figure 2a demonstrates that the rice husk powder can be fully covered by the HDPE matrix, so that it can be evenly distributed in the matrix to increase its contact area and the interface is good, which made the interface diffusion and mechanical interlocking a high degree. However, when the content of the rice husk powder is 60 wt %, the combination with HDPE became poor and the interface appeared obvious gaps. The interface of the composites was worse, the rice husk powder cannot be completely wrapped and part of the powder exposed to the outside from Figure 2b . This result is consistent with ordinary WPC [26] . Figure 2c shows that HDPE were embedded into the holes of the rice husk Obviously, the combination of the two materials was significantly different. Figure 2a demonstrates that the rice husk powder can be fully covered by the HDPE matrix, so that it can be evenly distributed in the matrix to increase its contact area and the interface is good, which made the interface diffusion and mechanical interlocking a high degree. However, when the content of the rice husk powder is 60 wt %, the combination with HDPE became poor and the interface appeared obvious gaps. The interface of the composites was worse, the rice husk powder cannot be completely wrapped and part of the powder exposed to the outside from Figure 2b . This result is consistent with ordinary WPC [26] . Figure 2c shows that HDPE were embedded into the holes of the rice husk biochar. Additionally, biochar was held together by the viscosity of the HDPE so that the rice husk biochar and HDPE could combine tightly. From Figure 2d we can know that when the content of the rice husk biochar rose to 60 wt %, there still was a good interface quality appeared on the section rather than obvious gaps, but some rice husk biochar was not well dispersed in the matrix because of the lesser content of HDPE.
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Non-Isothermal Crystallization Behavior
Crystallization Behavior
Non-Isothermal Crystallization Behavior
Crystallization Behavior
Non-Isothermal Crystallization Kinetics
A novel kinetic approach was proposed by Mo to describe the non-isothermal crystallization process, which combined the Avrami equation with the Ozawa equation. Mo's equation [21] has been used for many times:
ln D = ln F(T) − a ln t where F(T) refers to the cooling rate which is required to achieve a certain degree of crystallinity in the unit crystallization time. F(T) is so important, because the smaller F(T), the higher the crystallization rate. a = n/m refers to the ratio of the Avrami constant to the Ozawa index and t refers to the crystallization time. Figure 5 represents the curves of lnD~lnt for HDPE and different composites. A good linear relationship between lnD and lnt was shown in Figure 5 and it proved that it was feasible to study the non-isothermal crystallization kinetics of RHB/HDPE composite materials. The F(T) and a = n/m can be extracted from intercept and slope of the simulating line of Figure 5 and they were listed in Table 2 .
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Mechanical Properties
Bending Strength
The bending strength of composites with different fillers is presented in Figure 6 . There was a very large difference between WPC and BPC in bending strength. The bending strength had been improved before the rice husk powder content increased to 50 wt % from Figure 6 , which was because HDPE entered the gaps on the surface of the rice husk and wrapped it as an adhesive, and promoted the entanglement and contact between the rice husk powder. However, when the rice husk powder content is over 50 wt %, the bending strength began to decline and became lower and lower. The reason was: with the increase of the content of rice husk powder, the agglomeration in the HDPE matrix strengthened, which caused the stress concentration and defects in the composite materials [32] . Figure 6 also shows that the composites filled with the rice husk biochar showed higher bending strength than those of the composites filled with the rice husk powder. This was mainly due to the special combination which was completely different from WPC. Additionally, the strength increased as the content increased, the content of rice husk biochar was 70 wt % to reach the maximum 53.7 MPa. The reason of the result was that the rice husk biochar limited the movement of the HDPE chain and decreased the deformation capacity of the matrix in the elastic zone. 
Tensile Strength
The tensile strength curves of composites containing different fillers are reported in Figure 7 . The tensile strength of WPC is consistent with literature evidence [33] . From the curves, we can know that less rice husk powder can improve the tensile strength of composites, but with the further increase of rice husk content, there was a negative impact on its tensile strength. This is because less rice husk powder could be completely wrapped by HDPE, which made their contact more closely. On the contrary, less HDPE cannot wrap the rice husk powder completely, which weakened the interfacial adhesion between the rice husk powder and HDPE matrix [34] . Meanwhile, the tensile strength of BPC was shown compared to a typical WPC in Figure 7 . After the addition of the rice husk biochar, the tensile strength was the same as WPC roughly. Whilst they differed in the tensile strength increased with the increase in the rice husk biochar content. The rice husk biochar was obtained by fast pyrolysis at 500 °C using a fluidized bed reactor, there was no hydrophilic hydroxyl functional group in the interior, which was beneficial to the interfacial bonding between biochar and 
The tensile strength curves of composites containing different fillers are reported in Figure 7 . The tensile strength of WPC is consistent with literature evidence [33] . From the curves, we can know that less rice husk powder can improve the tensile strength of composites, but with the further increase of rice husk content, there was a negative impact on its tensile strength. This is because less rice husk powder could be completely wrapped by HDPE, which made their contact more closely. On the contrary, less HDPE cannot wrap the rice husk powder completely, which weakened the interfacial adhesion between the rice husk powder and HDPE matrix [34] . Meanwhile, the tensile strength of BPC was shown compared to a typical WPC in Figure 7 . After the addition of the rice husk biochar, the tensile strength was the same as WPC roughly. Whilst they differed in the tensile strength increased with the increase in the rice husk biochar content. The rice husk biochar was obtained by fast pyrolysis at 500 • C using a fluidized bed reactor, there was no hydrophilic hydroxyl functional group in the interior, which was beneficial to the interfacial bonding between biochar and HDPE. The rice husk biochar behaved as rigid particles in the polymer matrix, which restricted the movement of polymer chains. This once again proves that the rice husk biochar could reinforce HDPE compared with the rice husk powder. 
Impact Strength
The results of impact strength of composites are presented in Figure 8 showing that when the different fillers content is about 30 wt %, the impact strength of WPC and BPC is still relatively high which was because that fillers were well dispersed in the matrix, the strong interaction was achieved. With the increase of fillers, the impact strength of BPC and WPC all decreased. That is because with the increase of filler content, HDPE decreased and addition of fillers increased the rigidity of the composites while making the composites brittle and the toughness declining [35] . Even so, the impact strength of BPC was still higher than that of WPC, in general. The microscopy of BPC showed that the HDPE was embedded into the holes of the rice husk biochar instead of hooking up with each other which meant that the blend of biochar and HDPE was more uniform. Hence, BPC could absorb more impact energy than WPC. 
Conclusions
The aim of this study was to delve into the effect of the rice husk biochar on the properties of BPC. It has been proved that the rice husk biochar can not only be used as a filling material, but also could improve the mechanical properties of composites. Scanning electron microscopy shows that HDPE was embedded into the holes of the rice husk biochar. DSC showed that the highest crystallization peak temperatures of pure HDPE and BPC with different amounts of rice husk biochar all moved toward low temperature, and the non-isothermal crystallization kinetics showed that the biochar could reduce the crystallization rate and the higher the content of rice husk biochar, the 
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Conclusions
The aim of this study was to delve into the effect of the rice husk biochar on the properties of BPC. It has been proved that the rice husk biochar can not only be used as a filling material, but also could improve the mechanical properties of composites. Scanning electron microscopy shows that HDPE was embedded into the holes of the rice husk biochar. DSC showed that the highest crystallization peak temperatures of pure HDPE and BPC with different amounts of rice husk biochar all moved toward low temperature, and the non-isothermal crystallization kinetics showed that the biochar could reduce the crystallization rate and the higher the content of rice husk biochar, the slower the crystallization rate. According to mechanical properties results, the bending strength, tensile strength, and impact strength of BPC were all better than WPC. With the increase of the content of rice husk powder, the bending strength and tensile strength of WPC showed a tendency to rise first and then decrease. The bending strength and tensile strength which could reach 53.7 and 20 MPa of BPC were rising continuously. Although the impact strength of BPC and WPC all decreased with the increase of filler, the impact strength of BPC was still higher than that of WPC, in general. In summary, rice husk biochar is feasible to reinforce HDPE.
